"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2 


PE C ° 
. 4849f- oo Seating: O ge iechlorovaleric add ang 40 ci. 

2 Hquid NF in ax autoclave 10 hrs. at 240% gave 63% a-Stferi- 
done, by 128-40°, m. 89-+40°. Simiarty NH; and Re &- 
chloravalerate at 120-40" Int 3 firs. gave 85% yleld. Heat. 
Ing @-chiloreesanthic.acid wick 25% NILOIL ‘hee. at 1* 
fave alter passage of ae mixt. through a mationits reein, 
washing the h H,0 and eluting with 1% NH,OH 

ent acid and 72% Gaimialesa nite: 


. acta, ims 185-6: Reaction of 92.8 f 
‘ ro-Scyano-L-pentene with O10 mii-N LiAlHc In 
BuO gave 1% I [-déchlore-G-aminc-lkerenz, be 81-2", at 


(N-phthaloyé deriz., 1. §7-8°); Ropes i 
i, dickloro-B-amino-f-ocfend, bye 72 

. Nephthaluyl deriv., at. 61-2"). The fatter 

(a6 ff } added ta 20 g HO; (d. £82} and warmed 0.6 hr 

‘at 60-6° gave after pouring on ice and purtiat neutralization 


oe ais ort. ee 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2 


aes 


f ah ee Fo: y a2 cee, Rk. Kb. Feta lina er 


completed with NH.OH, gava after pestagt over 
patie a a above, 889% S-aminedctarsic acid, m. 103- 
3.5", » Lid @-teteechloranonane was ‘added at 
Bo" to a. a J and alter final me t2 1008 fhe mb mizi. 
dn CHG: ant and vane with uA BA ay iaidieg 


ited with 30.6 ie Ne iG bint HO and rl. 
i Bae } 4 Catlczalve 12 hy at 20", teed 5 ao ot bs let anda 
2% 4 aler 0%: A 
, vet ora ai with LIAIH, ef aborts gave & ri 
LATE, La, eee bia 078%, 1.4820, 
This i HeG0c as whore fa 6 atin. at 70 oere 64% 10. 


anituodecancts ard, m. 180. G. HM, Keselapof 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


"APPROVED FOR RELEASE: 06/13/2000 


CIA-RDP86-00513R000513710002-2 


“US 
ATES LEST) 
autcclave 


ws & 
I, 


7%, 26.2, tr 62° 
—; 1054 uneteceritss 
.. GWE Esol 
Ht geal 
OTE 


1 
- 


APPROVED FOR RELEASE: 06/13/2000 


CIA-RDP86-00513R000513710002-2" 


"APPROVED FOR RELEASE: 06/13/2000 _ CIA-RDP86-00513R000513710002-2 
FR EY DLN A, Qh os es 


AUTHOR NESMEYAHOV AvN.,Member of the Academy of Science, PA - 2916 
FREIDLINA R.Kh., CHUAOVSKAYA E.T80, 

TITLE Thermal Telomerisation of Trichlorsilane With ethylene, 
(Termicheskaya telomerizatsiya trikhlorsilana s etilenom -Russian) 

PERIODICAL Doklady Akademii Nauk SSSR, 1957, Vol 113, Nr l, pp 120-122, (U.%.5 oR.) ‘e 
Received 6/1957 Reviewed 7/1957 

xX 
f ABSTRACT The silicon compunds containing a 3i-H-binding are able to bind themselves 


to a double or triple binding of many organic compounds, In a former paper 
we gave a survey of such reactions. Recently, an affiliation of trichlorsi- 

S Jane to a double-binding of acronitryle, ‘2-vinylpyridinium and allylzyanide 
was described and an ion mechanism for these reactions was suggested. Noza- 
kura showed that tetrapyridinium nickel chlovide catalyzes the affiliation 
of trichlorsilane to vinyltrichlorsilane, l-octane and stirol.Qur experiment. 
4-e, the telomerization reaction in the case of methyldichlorsilane, ethyldi- 
chlorsilane, triethylsilane with ethylene and propylene in presence of ben- 
zoyl-supercxide or tertiary butyle-peroxide at Lloo-loY and loo#3oo atm. over-- & 
pressure failed. We succeeded only at 260-275°and 560 atm. overpressure. Here 
we report only on the reaction of trichlorsilane with ethylene. The telomeri- 
gation reactions which we investigated as well as the affiliation reactions 
described in publications were at the expense of the si-H-formation, a fact 
which is proved by the lack of this binding in the obtained compounds. The 
construction of the latter is confirmed by the determination of molecule- 

Card 1/2 refraction as well as by the obtaining of corresponding trimethylalkylsilane 
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20-114 3-29/60 
Nesmeyanov, A. N., Member of the AS USSR, Freydlina, R. Kh., 
Belichko, F. K. ee ee 
Synthesis and Chemical Transformations of Trichloromethyl and 
w, @=-Dichlorallyl Compounds of Mercury (Sintez i khimicheskiye 
prevrashcheniya trikhlormetil'nykh i Ww, W-dikhlorallil'nykh 
soyedineniy rtuti) 


Doklady Akademii Nauk SSSR,1957,Vol:114,Nr 3,pp--557-559(USSR) 


As far as organic compounds of mercury containing the tri- 
chlo.omethy]. »r the dichlorallyl group are interesting from 
the point of view of the chemical behavior of these groups, 
the authors studied the possibility of a synthesis of such 
compounds and several of their transformations. While it 

was possible to describe organic mercury compounds contain- 
ing the trifluormethyl or the triiodomethyl group, synthesis 
tests of trichlc.cmethyl compounds were frustrated by the de- 
carboxylase of mercury trichloracetate or by the photochemical 
reaction of tetrachloride with mercury. Hitherto no represen- 
tative of the organic mercury compounds containing W,wW-di- 
haloidallyl has been deseribed. The authors investigated the 
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20-4-5 29/60 
Synthesis and Chemical Transformations of Prichloromethyl and ©, @-Dichlor- 
allyl Compounds of idercury 


reactions of bromotrichlo.ombhane , bromo- and iododichlor- 
methane with 1,1-dichloro-3-iodopropene-1 with mercury in the 
case of ultra-violet irradiation and heating up to 70 ~ 80 C 
and vigorous stirring; furthermore, the reaction of iodo~ 
trichlceromethane with mercury in the case of normal agitation 
without any irradiation was studied. From these processes the 
following compounds result ed: CCl HeBr, CHC1HgBr, CHC1 Hed, 


CC1,=CHCH Hed and CCl Hed with yields 41; 1.23; 2.53 67 and 


12 % according to theory. By the interaction cf bromo-tri- 
chloromethane and a calculated quantity of sodium amalgam 
of 0,5 % with hexachloru-ethane, one received with e small 
yield also trichloronethyl-mercury and no symmetric compound 
(CC1,)oHe- Such an anonaly is known only in the case of iodo- 


cyclohexane-mercury. The authors found a simpler and more 
convenient method for the transition of alkyl-mercury-iodides 
to chlorides. It consists of an exchange reaction with merouric 
chlorite in the case of heating in ether or alcohol. In a number ‘ 
of reactions the 3-sethyl compounds of mercury remind one of 

Card 2/4 the so-called "quasi--complex" compounds, Trichloromethyl- 
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20-114 .3-29/60 
Synthesis and Chemical Transformations of Trichloromethyl and @, G)-Dichlor- 
allyl compounds of Mercury 


-mercury-halogenides form complexes with pyridine as well as 
"quasi-complex" compounds. In the case of CCl ,HgJ the con- 
plex is unstable and disintegrates quickly if~stored. Hyd ro- 
gen sulfide causes Hg5 already in a cold state to separate 
quantitatively from the alcohol solution. At interaction of ’ 
bromotrichloromethyl-mercury with C-H,Mg3r, bromophenyl-mer- 
cury is produced beside phenyl-trichléromethyl-nercury. The 
interaction of bromotrichloromethyl-mercury with diphenyl- 
-stannian under normal conditions progresses in two different 
directions according to the quantity of alkali used. With a 
stoichiometric proportion phenyltrichloromethy1l-merecury (49 %) 
ig produced. With a larger quantity of alkali the reaction leads 
to diphenyl-mercury (29 4%). In both cases plenty of infusible 
and insoluble precipitates containing mercury were produced. 
With HCl containing methanol phenyltrichloromethyl-mercury , 
forms C6 HeHgel with a quantitative yield. ‘he first-mentioned 
compound,’after half an hour of heating in a sealed glass tube, 
yields the latter with 60 % ithe influence of nornal"symuetriz- 

Card 3/4 ers" (KJ, Nay5503, Cu) upon trichloronethyl-nercury~halogenid- 
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es does not lead to a formation of bistrichloro-methyl-mercury , 
which does not heppen under the influence of dry annonia upon 
a chloroform solution of CCl HeCl either. In the latter cage 
95.5 % of an infusibdle precipitate ig produced. There are 

4 table ard 13 references, 10 or which are Soviet.. 


ASSOCIATION: Institutg for Elenental-Organic Compounds AS USSR 
(Institut elementoorganichesxikh soyedineniy Akademii nauk 
SSSR) 


SUBMITTED: December 28, 1956 
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AUTHORS Nesmeyanov, A.N., academician, 20-4-~28/60 
Freydlina, R.Kh. and Chukovokaya, E.Ts. 
TITLE Thermal Telomerization of Olefins with Silanes 


Containing a Si - H Bond. 
(Termicheskaya telomerizatsiya olefinov s silanami, 
soderzhashohimi $i-H-svyaz: ) 


PERIODICAL Doklady Akademii NaukSSSR, 1957, Vol. 115, Nr 4, 
pp. 734-736 (USSR) 
ABSTRACT Ae it was earlier proved by the authors, ethylene enters 


a telomerization reaction at 270-300°9C under pressure 
and when an exoess of ethylene is assured. A mixture of 
substances X8101,(CH,CH, nis develops, where X = Cl, cH. 


Propylene under similar conditions also readily enters 
the reaction with methyldichlorosilane. It was inter- 
esting to find out whether silanes which contain no 
haloids also enter this reaction, as well as silanes 
whose Si is conneoted with the aromatic nuoleus. The 
author found that ethylene readily enters the thermal 
telomerization reaction with phenyldichlorosilane. At 
280°C and 90 at. superpressure the compounds 


C,H,3iC1,(CH,CH,)_H were obtained, where n = 1,2,3. 
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A. N. Nesmeyanov, R, Kh. freydlina, A, A, Sarapetyan and Ye. Ts. Vhukovskaya, 
{he ‘thermal telomerization ot Silicon Hydrides with &thylene." 


Report presented at the Second All-Union Vonference on the Yhemistry and 
Fractical Asplication of Silicon-Organic Yompounds held in Leningrad frem 
25~27 September 195€, 

Zhurnal prikladnoy khimii, 1659, Nr 1, pp 23€-20 (vuSS.2) 
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AUTIIORS: Froydlina, R. Kh.) Vasiltyeve, fe. I. 62-1-6/29 
_Froydtene: 2: 


TITLe: The Hydrolysis of Polyhalcid ‘ivdrocarbvons Containing the 
CHalz- or CClg=Ci-Group (Gidroliz poliraloiduglevodorov, 
soderzhashchikh CHalz ili CClg= CH-gsurpy’- 


PERIODICAL: Iavestiya AN Soe Otdeleniye ahinicheskikh Nauk, 1958, Nr l, 
pp 35-39 (US82) 


ABSTRACT: It is known that the hydrolysis of the trichloromethyl- and 
lace in ccnseyuence of the action 
the reaction can be 


not be used, chio 

means of the hydrolysis of th 

CClz-CHCI-group. In the presen 

series of thea ,d,%-trichloro- and Ah sX, 

kanes with nitric acid (svecific weight 1,51-1,52) was real- 

ized, Furthermote it was shown that the highest trichloro- 

and tetraciloroalkanes (with the atomic number of the carbon 

in the molecule ll, 13, 15, 17) are evenly hydrolysed by 

nitric acid. Here the correayonding carboxylic ard 

QWechlorocarboxylic acids with the same number of atoms of 
Card 1/2 carbon in the molecule ere forned. The hydrolysis of the 
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___EEaPS RRIA 


The Hydrolysis of Polyhaloid Hydrocarbons Convaining the 62-1-6/29 
CHal,- or CClp CH-Group. ; 


fatcy compvunds containing 4 CHBr-CCl,Br-grouping takes 
place under the influence of the nitric acid (specific 
weight 1,52) with a high yield of the corre sponding 
Q-bromocarboxylic noids. The concentrated sulphuric- or 
70%-perchicric acid do not hydrolyse the compounds of the 
above mentioned structure. perchloric acid of 10% hydro- 
lyses fatty - 2s well as arcaatic compounds (containing the 
cCl,- or CC1,CH-group) to corresponding carboxylic acids. 
The’rezction takes plese under comparatively hard conditions 
(at 115-130°). There are 15 references, 5 of which are 
Slavic. 


ASSOCIATION: Institute of Elemental-Organic Compounds, AS JSsz (Institut 
elementourrmnicheskixa soyedineniy Aeadenii nauk S55R). 


SUBMITTED: July 14, 1956 
AVAILABLE: Library of Congress 


1. Polyhaloid hydrocarbons-Hydrolysis 
Card 2/2 
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AUTHORS: Nesmeyanov, a. U., Frsydiine, &. Php TOLT SOY P.K.62-1-7/29 
TITLE: Synthesis and Properties ef the Trishloromeliy]l ond nr- 


-Dichloroally1 Compounds of Wereury (Sintes i sveyutva 
trikhloretil nykh i j',gedizhlorallii!aykh yoyedineniy rtuti) 


PERICDICAL: Izvestiya AN S5ui. Otdeleniye <‘iimicheskikh iluuk, 1958, dr il, 
pr 40-45 (US3R) 


ABSTRACT: After the authors have been occupied for the last years with 

_ the research cf the chemical transformations of tne trichloro- 
methyl- and asynmetric dichlorovinyl group in polychloro- 
hydrocarbons (and si:nilar coupounds), it was of interest to 
investigate the properties of organomercuric compounds which 
contain the ebove meitioned senpeunds. Interesting is also 
the investigation oz the properties of the radicals CCl; . 
and CClp>=CHCH2 « ; formed by the decomposition of the 
organomercurio compounds. one succeeded hitherto neither ab- 
road nor in the USSR in carrying out the synthesis of the 
trichloromethnyl compounds. The exporinents of Karash and 
Stavli remained without success. Not even one representative 
of the d, Judihaloidallyi orranonercuric compounds has © 
hitherto been described in literavure, Bromotrichloromercury 

was synthetized by the reaction of mercury with bromotri- 


Card 1/2 
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Synthesis and Properties of the Trichlorcmethyl and Pi - 62-1-7/29 
-Dichloroallyl Compounds of liercury 


Card 2/2 
ASSOCIATION: 
SUEMITTED: 


chloromethane; from the latter hydroxide, chloride, and iodide 
of the trichloromethylmercury were obteined the ncrmal way. 
Phenyltrichloromethylmercury vas synthetized by the intere 
action between bromotrichloroncthylmercury and dichlerodi- 


‘phenyl~tin in en elkaline nediu.. The reacticn of same with 


hydrochloric acid led to the formation of chlororhenyl- 
mercury. The halides of trichloromethylmercury fora couplex 
compounds with pyridine. The double compound of pyridine 

with bromotrichloromethylmercury outlasts the recrystalli- 
zation and shows o con;osition of CClsllgBr.CelleN . Ammonia 
and hydrogen sulfide destroy Sonpietaly the halides of tri- 
chloromethylmercury, 3-iodide mercury-1 and l-dichloropro-~ 
pene-l were synthetized by reaction of 3-icdide-1, l-dichlor- 
propene-l, and mercury under action of ultraviolet light; 
from it j-chloromercury- and 3->rcemomercuryx-l, l-dichloro~ 
propene-1 was obtsined the usual way. There are 14 references, 


& of which are Slavic. 


Institute of Blemontal—Organic sompounds, AS “SSR (Institut 
elementooryanicneskikh soyedineniy Akadesii nauk SSSR) 
July 1h, 1956 


1. Mercury compounds (Organic)-Synthesis 2, Mercury compounds 
(Organic )~Properties 
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Vasiltyeva, tf. T.. Freydlina, R. Kh. 
» Freyarina, os 
PITLEs Tre Synthesis of A-Haloidcarbozylic Acids Containing Reactive 


Groups in the W-Position (Sintez a -caloidzarbonovyxh kisiot, 


. 


soderzhashchikn v W-roloshenil realitsicnnosposobnyye ¢ru . 
t p & 


. PERICDICAL: Izvestiya AN SO5R Otdclentye Khainichestikh Nauk, 1958, Nr 2, 
pp» 192-155 (USSR). 


ABSTIUACT : As was already shown (references 1,2)ol-perchloric acids can 
: easily be produced in a sulfate medium by the action of chlor- 
ine uyon conpeunds containing a CClo ===—CH-group. A similar 
reaction also tekes place in perchloric acid. In the series 
of casea hitherto investigated the experiment failed in the 
medium of phosphoric acid and acetic acid (reference 2). The 
ciaploynent of this wethed in compounds possessing no stable 
groups in a mediun of strong acids is therefore not possible. 
In the present work it was found that the compounds of the 
type CCl,==CX(CHy), ¥ (where X is a nelide or FH, and where 
{ represents various croups) interact with acetic acid and 
the halide in the presence of mercury acetate after treatment 
with Ho. On this occasion Q-heloidcarboxylic acids or . 


Card 1/2 
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The Synthesis of O-Heloidcarbexylic acids Containing Reactive 62-2-4/28 
Groups in the &-Position. 

AK %-dihaloidcarbecylis acidn form. 

™ this manner the following acids were produced: 


C1(CHp) scHCiCOO!; C1(CHg) sCHBrcOOls CH COO(CHp) ,CHC1COOH; 
CN(CH, ) ,CHCLCOOH; CHCOOCH CHC 1COOCI; CH,OCHCHC1COON 

HC cut en . 
O cH, CH,CHC1COOH} C1(CH) ,CC1,COOI 


Ther2 are G references, 5 of which are Slavic. 


ASSOCIATION: Institute for Elenent-Organis Compounds AN USSR (Institut | 
alomentoorcanichesikh soyodineniy Akademii nauk: SSSR). 


SUBMITTED: nbe > 1956 


AVAILABLE: Concress3 
1. Perchloric acid3 2+ ¢,.-Haloidcarbox,lic acids-Synthesis 
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AUTHORS: Petrova, R. G. , Freydlina, R. Kh. 
TITLE: The Synthesis of iiereaptanes, Sulfides and Sulfo Acids 


Containing Trichloromethyl-, Dichlorovinyl- or Carboxyl Groups 
(Sintez merkaptanov, disul'fidov i sul'fokislot, soderzha- 
shchikh trikhlormetil'nyye, dikhlorvinil'nyye ili karboksil'- 


nyye gruppy ) 


PERIODICAL: Izvestiya Akademii Nauk SSSR Otdeleniye Khimicheskikh Nauk, 
1958, Nr 3, pp. 290 - 295 (USSR) 


» 


ABSTRACT: The synthesis of titanium sulfides described in the preceding 
paper by Neameyanov, Zakharkin and Petrova started from 

KX, xX, a, Q-tetraciuloroalkanes. It waa of interest also to 
synthesize compounds with other functions, chiefly sulfurous 
ones, from the %,%,%, W-tetrachloroalkanes. No data were 
published on a synthesis of compounds of the type SH(CH )CH= 
CCl. as well as others (References I, III, IV, Vv, VI, qII, 
and ¢III). Starting from the above-mentioned tetrachloro- 
alkanes and trichloroalkanes with the struc ture CC1,=CH(CH,),, 
Cl and @chlorocarboxylic acids the authors synthesized: 
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62-58-3-5/30 
The Synthesis of Mercaptanes, Sulfides and Sulfo Acids Containing Trichloro- 
methyl-, Dichlorovinyl- or Carboxyl Groups 


dithio-mercaptano~ and sulfo compounds as well as some 
derivatives: 


([cc1,(cH,), | ace [ccrpecu(cH,) 5 985} 
[Rooc(cH,), ] 2803 (where R= H, Cops n~C,Hy~CH-CH>) 
ae) 
CC1,(CH,) ,SC24 cc1,(CH,),,SH (where n = 4, 6, 8)3 
CC1,=CH(CH,) ,SHs ROOC(CH, ) ,SH (where R = H, CoHs)s 
cc1, (CH, ),,S0,Na (where n = 4, 6, 8) 3 UpH,00C (CH, ) ,S0,Na- 


There are 1 table and 6 references, 2 of which are Soviet. 


ASSOCI ION: Institut elementoorganicheskikh soyedineniy Akademii nauk 
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TITLE: Anniversary Session of the 
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Sciences OM 


and General Meeting of 
Jecenber 15 and2o, 


CIA-RDP86-00513R000513710002-2 


Department 
AS voit on October 30 and 31, 
the Devartment for Chensical 
1957 (Yubileynaya sessiy 


otdeleniya khinicneskikh nauk Avade:rii nauk SSSR ot 30-31 


oktyabryn 1957 Sei obshcheye 


nobranize otdeleniya khiniches- 


kikh nauk 19-20 dekabrya 1997 5) 


PERIODICAL: 
1958, Ilr 4, pp. 521 


ABSTRACT: 


On the occasion of the 4oth anniversary 


Izvestiya Akademii Nauk SSSR, Otdeleniye VWhinicheskikh Nauk, 
- 524 (USSR) 


of the October 


Revolution a reunion meeting of the Devartment for Chemical 


Sciences of the AS USSR took place. 


In his opening speech 


i. Ne. Semenov pointed out the outstanding succes of the USSR 


in the field of sciences especially in 


thot of chemistry. 


Scientific lectures of the sessions were held by the follow- 
ing scientists, as was mentioncd already earlier: Knunyants, 


Member, Academy of Sciences, 
Card 1/4 
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Anniversary Session of the Department for Chemical 


Sciences of the AS UsuR on Neboter jo and 91, lest, aad Gevoral Meeting 
of the Department for Che:.ical Sciences On Dece.r.er and 20, OUT. 


on the "Investiations in tie Field of the Synthesis of 

Physiologically Aetive Compounds", PR. Xh. Freydlina,Doctor 

of Chenical Sciences, reported on the "Investi..tion of 

the Telomerization Reaction and tne Reaction of the Synthesis 

on the Basis of Teloners"(Reference 2). B. A. Dolgoplosk, 

Doctor of Chemical Sciences, spotte on the "Generation of 

Free Radicals in Solutions and T.eir Reactions in Model Sy- 

stens," A. M. Fruakin, Henber of the Acadeny of Sciences, 

reported on “Some General Problens of Electrochemical Kine- 

tics and the Theory of Ion ee ee a Aeovs 

Kiselev, Doctor of Chenical Sciences (Reference 5) spoxe on. 

"Some Problems of Adsorption Theory", HW. i. Enanvel'! (Reference 

6),Doctor of Chenicenl Sciences,reported on Wor Problens 

in the Field of Chain Reactions", V. L. Taltrone,Candidate 

of Chemical Sciences, spoke on nass-spectroscopic investiga- 
Cord 2/4 tions of ion-and radicsl reactions, A. P, Rebinder,iienber, 
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Anniversary Session of the Department for Chemical 
Sciences of the AS USSR on October jo and 51, 1957, ond Gencrel ceoting 
of the Department for Chemical Sciences Mm BVece-ver 1% and 20,1057 


Acadeny of Sciences, drew conclusions with reso.d to the 
development of physico-chemical Daeaetad leuactakisde 7). 
I. V. Tananayev, Corresponding Menber of the AS USSR, cave 
new data on the chemistry of sone rere ala cate, dD. I. 
Ryabchikov and others spoke on the "PYrohleis of the Chenis- 
try of Rare Barth Elenents"; the final lecture was th-t 
of V. A. Solzclov, Doctor of Chenical Scieneces,on the "C 
lorimetric Measurenents at Hich Te:peratur s". 
General Reri:lar Necting of the Depart:i.ent Lor Chenistry of 
the AS USSR (Decenver 19 - 20,1957):A. I. Brodskiy,Correspon- 
ding Member, AS USSR,spoke on the “Investisetion of Sone 
Reactions of Pero:zides and Peracids of Hydrozen ky ‘Means of 
the Isotopic Method" MN. MN. Shemyakin, Corresponding Member, 
ie USSR, spoke on the "Use of 1115 fox the Explanation of the 
HNechanism of Sone Organic Reactions", O. A. Reutov,Doctor 
Card 3/4 of Cheuical Sciences,reported on the "Investi ation of the 
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Anniversary Session of the Department for Chemical 
Sciences of the AS USER on October So ane 31,1957,and Geceral uceting 
of the Departrent for Chemical Sciences On Deco ter 19 and 20,1957 


Electrophil and Homolytical Reactions of the Substitution 

in the Carbon Atom by Means of the Method of Isotope Ex- 
change",I. P. Alimarin,Correspondine Member,AS USSR, repor- 
ted on new methods of determination of the division of 

race clenents using organic derivative sulfuric-,selenic- 

and tellurie acids, V. Cc. Levich, Doctor of Chemical Sciences, 
reported on the "Diffusion Kinetics of Heterogenous Chenica 
Reactions in mobile Liquids".There are 0 references,all of 
which are Soviet. 
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AUTHORS: 


TITLE: 


PERIODICAL: 


ABSTRACT: 


Card 1/2 


z eras 


Nesmeyanov, A. N., Vasil'yeva, fe. I.. sov /62-58~-7-6/26 


Preydlina, R. Kh. 


ty, J'..Imino Dicarborylic Acids and Some of Their Derivatives 
(w ,W!-Iminodikarbonovyye kisloty 1 nekotoryye ikh proizvodnyye) 


Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1958, Nr 7> pp 836 - 840 (USSR) 


In the present paper the authors describe the synthesis of the 
dicarboxylic acids of the type A [(cH,),, cooH],, where A re- 


presents NH, and n is equal to 6,8,10 (as well as their N- and 
0..derivatives). In publications the imino dicarboxylic acids, 
the (J, '-imincdiyopionic and W, (J'-iminodieneanthylic acids 
(Ref 5) of these compounds have been described. Proceeding from 
the W--chlorocarboxylic acids the authors produced wy, v)?-imino 
dicarboxylic acids as well as their N- and O-derivatives. They 
investigated in detail the chemical reactions of w,W'-imino di- 
eneanthylic acid. The following derivatives were obtained from 
this acid: diethyl ester, the N-acetyl derivative, the N-methyl 
derivative of the acids and their esters, the monoethyl ester of 
the monoamide, the chlorohydrate of the diamide and the chloro- 
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hydrate of the monoethyl ester of N-methyl-imino dieneanthylic 
acid. There are 7 references, 5 of which are Soviet. 
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AUTHORS: Neameyanov, A. N.; Zakuarkin, L. I., ov /62 -58-7-7/26 
‘i Preydlina. R. Kh. 


TITLE: Aminés Containing the CCl, Group and Their Basicity (Aminy, 
soderzhashchiye cel, -erupbu 1 ikh osnovnost') 


PERIODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1958, Nr 7, pp 641 ~ 845 (USSR) 


ABSTRACT: The aim of the present paper was the explanation of the in- 
fluence cf she cel, group on the basicity of the amino group 


in the NH,(CH,) CCl, series. The values of the dissociation 


constant K,obtained are shown in table 1. Th2 dissociation 
constants k for ethyl amine, propyl amine and n.butyl amine 
amount to 3401074 (25°). 4,7-10°°(25°)s 4,1.1074(25°). It may 
be seen that by the introduction of the trichloro-methyl group 
instead of the methyl group the amino basicity is decreased by 
the 107 foid if the CCl, and NE, group is divided by a methylene 
group, If the CC} group igs compared to *he cel, Ch groun it may 


3 
be seen that the former has a considerably greater induction 
Card 1/3 effect (of the electron acceptor) than the latter. The amine 
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synthesis was achieved the following way: 1,1, 1-trichloro-3- 
aminopropane, 1,1,t-trichlore |} -aminobutane, and 1,1--dichloro- 

4 aminobutene-1 were obtained from the corresponding carboxylio 
acids under the action of nitrous hydrogen acid in the presence 
of concentrated sulfuric acid. The amine yield is, however, small 
due to the side reactions of the dehydrechlorination and the 
hydrolysis under the action of sulfuric acid. 4,1,1-trichloro-2- 
amino ethane was obtained the following way: 

SnC1,+HC] 


CH,=CC1,+C1NO, “7 NO,CH,CCI, —-——+—— NH,CH,CC1,- 


}..-aminopropene~1 was synthetized by means of the action of 
hexamethylene tetraamine on \,1,3-trichloro-propene~1 with a 
subsequent adduct decomposition by hydrochloric acid. 
Conclusion: The dissociation constants of the amines of the 
CCl, (CH, ) ,NH series were measured, with n being equal to 1-4, 


and the CC1,=CH(CH,) NH, series. with n being equal to 1,2. 


1,1-dichloro- 


fhere are 2 tables and 5 references, 4 of which are Soviet. 
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AUTHORS: Braynine, E. Mos eydlina, R. Khe» Nesmeyanoy; Ae No 
De TITLE: The Reaction of the Reverse Disproportioning Within the Series 


' of Chelate Zirconium Compounds (Reakt siya, obratnaya dispro~ 
portaionirovaniy, vy ryadu kleshneobreznykh soyedineniy 
¢sirkoniys) 


; PERLODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk», 
1958, Nr 8, ppe 937-940 (USSR) 


ABSTRACT? In the previous paper some exchange reactions of chelate 
zirconium compounds w3re described. In the present paper the 
authors describe other reactions of the same type. The reaction 
of the reverse aisproportioning realized by the example of the 

interaction of zir;onium tetraacetyl acet+onate with the die 

nitrate of girconium diacetyi acetonat® was of the greatest 

interest to the authorss The reaction took piace according t% 

the following soheme: 

7) ar + vis zx(NO,) sale ZrNO 

Mar aL. No% }? 3/2 Sar ls a 
cara 1/2 \ : 
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TITLE: The General Meetisg of the Department cf Chemical Sciences 


of the AS USSR From Apri: 24 to 25, i959 (Obshecheye sgobraniye 
otdeleniya khimicheskikh nauk AN SSSR vt 24..25 aprezya 1956 g-) 


PERIODICAL: Izvestiya Akademii nauk SSSR, Qtdeler.ys khimicneskiich nauk, 
1958, Nx 8, ppe 1017 ~ 1014 (USSR) 


ABSTRACT: At this General Meeting the following scien‘ists delivered 
lectures: The Corresponding Members, Academy of Sciences, 
USSR, A. A. Grinberg, I. A. Kazarnovskiy., A. D. Petrov, and 
R. Kh. Freydiina, Dectcor of Chemica. Sciences. A. A. Grinberg 
reported on the new knowledge on ‘he kinetiss and the mechanisu 
of the reactions of the exshange and the substitution in com~ 
plex compounds cf platinum. Based on experimenta? data the 
tanturer concluded thas in the process cf the igetopic exchange 
in the derivatives of oivaleny palladium the dissuctation and 
association mechanisn play an important role. These explana+sions 
raised a vivid discussicn in which mainly f. I. Chernyeyev Member, 
Academy of Scilences, USSR and the Corresponding Members, Academy 

; of Sctenseas, USSR V. I. Spitsin, Ysa. Ke. Syrk:r, I. ¥o Tananayer, 
Card 1/3 and Ae De Gelman. Decvor of Chemica. Ssiences  vock par’. Te Ac 
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TITLE: Homolytic Isomerization of 1,1,1-Trichloro-2-Bromo Pro pene 
(Gomoliticheskaya jzomerizatsiya l,l, 1-trikhlor-2-brompro pens) 


PERIODICAL: Izvestiye Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1958, Nr 10, PP 41199-1204 (USSR) 


ABSTRACT: The possibility of regrouping the free radicals jn solutions 
has been proved in several papers (Refs 4-9). Ina number of 
other papers (Refs 9, 115 12) it was shown that the neopentyl 

radical can be isomerized. Therefore in publications data are 


given that contradict each other with respect to the possibility 
ing of the radicals (at the expense of the migration 
e present paper the authors report on 
ion of 1,1,1-trichloro-2-bromo propene 
mo propene-l according to the scheme 


cc1zcBr 5 CHg —>CClo = CCl - CHoBr. 


Furthermore the authors deal with a case of homolytic 
Card 4/2 {isomerization of cclsCBr = CHo discovered by themselves. They 
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Homolytic Isomerization of 1,1,1-Trichloro-2-Bromo 
Propene 
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‘ show that 1,1,1-trichloro-2-bromo propene executes the 
allyl regrouping (under the action of antimony pentachloride 
or aluminum chloride). Then 1,1,3-trichloro-2-bromo propene-1 
is formed. Under the action of caustic potash on 


1,1,l-trichloro-2, 3-dibromo propene in e 
the 1,1,1-trichloro-2- bromo propene was 


thyl-cellosolve medium 
obtained as the only 


product of the reaction. Its jsomerization takes place ina 


homolytic way under the action of ultrav 
simultaneous formation of 1,1,2-trichlor 
1,1,1-trichloro propene isomerizes accor 
way under the action of antimony pentach 
simultaneous formation of 1,1,3-trichlor 
There are 22 references, 5 of which are 
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TITLE: Bromination of ly, 


(Bromirovaniye 


PERIODICAL: Izvestiya Aka 


ABSTRACT: 
described in an earlier 
1,1,1-trichloropropene 

the regrouping of 
(Ref 2) when investiga 
and bromo- 
presence of benzoy 
on the co 
1,1,l-trichloroprop 
(electrophilic reac 
The authors of the pres 
the bromination of 1,l,1 
following results: 
well defined with 


tion) 
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1958, Nr 10, pp 41205-1207 
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combination product of 1,1,1-trichloro-2, 3-dibromoproPans« if 
the reaction is carried out in unpolar media 

1,1, 2-trichloro-1, 3-dibromo propane (due to the homolytic 
isomerization of the not intermediately formed free radical 


cc13ck - CHpBr—s CC12CHC1 = cHoBr) is formed. There are 6 
references, 9 of which are Soviet. 
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Nesmeyanov, A. N., Accdemician, S0V/20-122-5-20/56 
_Preydlina, R--Kh., Corresponting Merber, Academy of 


Sciences, USSR, Belyavskiy, A. B. 


Tolonerisation of Ethylene With Tetrachlore thylene 
(Telomerizatsiya etilena s tetrakhloretilenom) 


Dokiady Akademii nauk SSSR, 1958, Vol 122, Ur 5, 
pp 621 - 624 (USSR) 


ABSTRACT: Non-polymerizable chlorine olefins cannot undergo 
any polymerization, but they can enter a telomerization 
reaction with olefins. In this reaction the chlorine 
olefins serve as carriers of the chain of reaction 
and supply the final groups for the teloner molecules. 
Anong trie reactions of this kind the ones mentioned 
in the title are of interest as means of synthesis 
of btetrachloralkenes capable of reaction that 
contain an even number of carbon atoms in the nolecule 
(Schene : trechloralxenes 
produced in this 

Card 1/3 of various polyfunctional compounds of the even 
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(Ref 1). The reaction mentioned in ti< ti 
lead to the synthesis in one singl2 stage of conpounds 


ve 
5 


containing a trichlorvinyl group (Patent in reference 2)s 
In the reaction perforned in the presence of benzoyl 
peroxide at 115° and 95 atmospheres only tetrachlero- 
hexene boiling in a wide range was isolated. For 

this the authors used a pressure of between 50 and 

200 atmosyheres with and without water. Benzoyl 
peroxide, tertiary butyl peroxide, bis-iso-butyric 

acid azo-dinitrile and azo-amino-benwene were tested 

ns initiators. In the presence of water a high 
conversion of tetrachlorethylene was obtained in cil 
cases. Peroxides were the b-st initiators among the 
ones tested. Research showed that tetrechloretnylene 

is a carrier of the chain of reaction which is less 
capable of reaction as, for instance, carbon tetra- 
chloride and chloroform. Thus, with the first substance 
a2 conversion of only 20% was obtained and only in 

case of repeated addition of the initi:tor during 
reaction. In case of an increase of pressure the 


content of higher tetrachloralkeres in the mixture 
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of reaction products increases which indicates an 
inertness of tetrachlorethylene. By fractioning the 
mixture the lower a,a,8,d) -tetrachloralkenes (n=1.2) 

could easily be isolated in their individual shapes. 
Higher fractions contain by-products of the reaction 
which could not ensily be separated. Still it was 
possible to obtain tetrachloralkenes with 4,6 and 8 
carbon atoms in the molecule and to study sone of these 
chemical transformations. There are 3 references, 2 of which 
are Soviet. 
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TITLE: Synthe 
icheskikh goyedineniy tipa 


ar! (CH,CH=CC1y), (sintez aromat 
= ‘ s 
ArCH,CH ccl, 4 ar' (CH,CH CCl.) 5) 


e khimicheskikh nauk, 


Izvestiya Akademii nauk SSSR. Otdeleniy 


PERIODICAL: 
1959, Nr 4, PP 652-656 (USSR) 


ABSTRACT: It has already been shown (Refs 1 and 2) that 1,1,1-trichloro- 
propene and 1',1,3-trichloropropens-| condense with benzene and 


some other aromatics in the presence of aluminun chloride to 
form compounds having the structure ArCH,CH=CC1,- In the present 


4s of substances of this type was continued and 
ted. In addition, 


work the synthes 
some of their conversions were investiga 


aromatic compounds containing y,¥-dichloroaltyl groups were 
synthesized. As the condensation in the presence of aluninun 
chloride is very violent end accompanied by saponification it 
was attempted to effect the reaction in the presence of other 


Friedel-Crafts catalysts (snCl,, ZnCl» sbcl,). The reaction 
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g0v/62-59-4-13/ 42 
Synthesis of Aromatic Compounds of the Types ArCH,CH=CCl> and ar’ (CH,CH=CC1>) 7 


was found to proceed smoothly in the presence of antimony 
pentachloride. The process can be controlled and the reaction 
mixture is homogeneous. The condensation of 1,1,3-trichloro- 
propene-1 with toluene in the presence of Sbel, gave 3.(p-tolu- 


ene)-1,1-aichloropropene=| in a yield of 80%. The introduction 
of two Ys lyl groups jnto the aromati * nucleus takes 
place in one The interaction of cquimolar quan- 
tities 0 ) ,3-trichloropropene=| in heptane 
in the presence © i tin chlori 

mixtures of mono- i . The condensation of 


3-(p-chloropheny1 i ith 1,1,3-trichloro- 
propene-1 jin the presence j jde gave 2 compound 
of the composition C1C gH, (CHCH=CC), 9° interaction of 


sphony let ie ee teen with 1,1,3-trichloro- 
propane in the presence of SbCl, gave & compound 


p-CC1,=CHCH 0 ¢H ,CHCHCIOC? 5 Its structure was proved by oxida- 


tion. The interaction of benzene with 1,1,1,3-tetrachloro- 
card 2/3 propane in the presence of SbCl, gave 3-phenyl-1,1-dichloro- 
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o-1,1-dichloropropene-1. The 
1,1-dichloropropene-1 with 
chlorocinnamic acid. There are 


propene-1 and 3-(p-phenylene)-bi 
oxidation of 3-(p-chloropheny1) - 
aqueous nitrogenous acid gave p- 
7 references, 6 of which are Soviet. 
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AUTHORS: Nesmeyanov, A. Ney Froydlina, R» Khe + Petrova, R. Ge» 
Terent'yev;s A. B. 


TITLE: Interaction of 1,1,1-Trichloropropene “ith Sulphene Chlorides 
and Sulphur Dichloride (vzaimodeystviye 1,1, 1-trikhlorprerens rs) 
pul'fenkhloridani 4 dvukhloristoy seroy 


PERIODICAL: Izvestiya Akademii nauk s5sr. Otdeleniye khimicheskikh nauk, 
1959, Nr 4, PP 657-662 (USSR) 


ABSTRACT: In the present work the addition of phenyl-» penzil-, 2:4-di- 
nitrophenyl-, 2-nitrophenyl sulphene chloride and sulphur di- 
chloride to 1,1,1-trichloropropene was investigated. The eddi- 
tion of phenyl sul phene chloride to 4,1,1-trichloropropene gave 
Hon io, - te trachloroi sopropy1pheny Lau] Pheer as the main product. 
The dehydrochlorination of 1,1,1)3-tetrachioroiso propyl phenyl 
sulphide with alkali in ethyl Cellosolve gives a mixture the 
composition of which depends mainly on the reaction conditions. 
The investigation of the reactions of other sulphene chlorides 
shows that 2,4-dinitro- and 2-nitrophenyl sulphene chlorides do 
not associate with 1,1,1-trichloropropene under the as3umed 
Card 1/2 conditions. fhe reaction of 1,1,1-trichloropropene with benzil 
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Interaction of 1,1,1-Trichloropropene With Sulphene Chlorides and Sulphur 
Dichloride 


sulphene chloride is more complicated ond forms mainly a de- 
hydrochlorinated adduct. The consideration of the reaction of 
1,1,1-trichloropropene with sulphur dichloride, 2,4-dinitro- 
and 2-nitrophenyl sulphene chloride shows a similarity between 
the action of the CCl, group having no double bond on the next 


double bond and the action of other acceptor groups having 
f-bonds. Sulphur dichloride reacts with 1,1,1-trichloropropene 
to form 1,1,1,3-tetrachloroisopropyl sulphene chloride. There 
are 6 references, 4 of which are Soviet. 
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AUTHORS: Preydlina, R. Kh., Kost, V- Ne, 
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TITLE: synthesis of p,L-a-aminocarboxylic Acids Fron 
taining the CCl,=CH Group (Sintez D, Les-aninolasbene Ty be ie aes 
iz soyedineniy §cderzhashchikh CCl «CH-crupre) 
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Izvestiya Akademii nauk SSSR. Otdlenize 
195), wr 5, PP 925 - 630 (USSR) 


ABSTRACT: In this work the anmonolysis of some a-chlorocarboxy 

was investigated which had been synthetized from tetrechilo”. 
alkanes by the effect of sulfuric noif or acetic 2ci2 an the 
presence of mercury acetate. This investigation 723 carrie? 
out in order to find a way of gynthesiring anino acids i146 
their analogues appearing in nature fren tatrachloroalancs 
The synthesis is rather difficust and, in the case of chlevine 
derivatives, the yicld is small according tc data from publi- 
cations. Two authors of this work and Petrov (Ref 7) succeeded 
in synthesizing D,L-proline and D,L-ornithine from a,&-dicrloro- 
and Y -chloro-6-phthalimidovalerianic acid; they she 


wed that the 
yield does not depend on the nature of the halogen in a-posi- 
Card 1/3 tion. In this work the 


PERIODICAL: 


lic 20145 


initial products a-chlorodipinic, a- 
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Synthesis of p,L-a-aminocarboxylic Acids From s0v/62-59-5-10/40 
Compounds Containing the CC1,=CH Group 


chloropimelic, and a-chlorosuberic acid were obtained (Ref 2); 
g-chloroglutaric acid and a uhloro-B-(p-chlorophenyl )propionic 
acid (Ref 8) and y-chloro-€-phthalimidohexanic acid were ob- 
tained under the same conditions from 1,1-dichloro-6-phthali- 
midohexene-1 and 1, 1 -dichLloro-3-(p-chl oropheny? propene. The 
pest method was that of the synthesis of g-chloro-B-phenyl ~ 
propionic acid from chlorophenyldiazonium and acrylonitrile 
according to the Merrwein reaction (Ref 10) with subsequent 
hydrolysis of nitrile of gechloro-B-phenyl propionic acid. Start- 
ing from the a, a, a ,f-tetrachlorcalkane mentiocned, the followin 
scheme is valid for the synthesis of the a-aminc acids (phenyl- 
alaline, p-chlorophenylalanine, glutanic acid, a-anino-adipic 
acid, g-aminopimelic acid, g-aminosubderic acid, and toaine) 
contained in this work, which appear in nature: 

G1 gC (CH, CH) ,CHi,01 9002 gx HL OHCH2 nO 


ayl y > 
“5001 jeCH(CH, Cty) CHR #HOOCCHOD {Cy CHy) Hz! > 
HOOCCH NH, (CHACH) ,CHp* 
Card 2/3 n = O,ly2yeeeesd K=C He, CLC Hy» COOH, CpH,COOE, CH, (CO) 9¥ 
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Synthesis of D,L-a-aminocarboxylic Acids From s0v/62-59-5-10/4C 
Compounds Gontaining the cC1,=CH Group 


It was also shown that the synthesis of a-chloro-fh-phenylpre- 
pionic acid can be carried out ty the effect of chlorine os 
1,1-dichloro-3-phenylpropene-1 in a formic acid mediun with a 
yield of 63% of the theoretical yield, that is, without addi- 
tion of mercury salts if anhydrous formic acid is usec. There 
are 19 references, 10 of which are Soviet. 
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“ AUTHORS: Neameyanov, A. Ney Freydlina,.R. lihes gov /62-59-6-12/36 
Belyavakiy, A- B. 
TITLE: Hetero- and Homolytical Rearrangements in the Chemical Trans- 


formation of 1,1,1-Trichl oro-2-me thylpropen® (Getero- i 
gomoliticheakiye peregruppirovki pri khimicheskikh prevra- 
shcheniyakh 1 ,1=trikblor-2-metilpropens) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 6, pp 1028 ~ 1033 (USSR) 


ABSTRACT ; The eddition of Her to 1,1,1-trichioro-2-methylpropere in 
the presence of benzoyl peroxide was investigated. Two isomers 
are formed at the homolytical affiliation: 


cc1.¢ ~ CHLX — CCl ,6C} - CH,t 
CH CH 
3 3 
(III) IV 


In the case of the electrophilic affiliation in an acetic acid 
medium an affiliation must have occurred because of the strong- 
cara 1/3 ly inducing effect of the CC1,-group though this is in contra- 
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Hetero- and Homolytical Rearrangements in the Chemical gov /62-59-6--12/36 
Transformation of 1,1,1-@xrichloro-2-methyl propene 


diction to Markovnikov's rule. When heated, the affiliation 


yielded the following products (the formation scheme is still 
wore in detail dealt with): 


cH 
cHcl,, - CCl - CH, Br (v) 
Br Op 
CCl, - § = Cp + HE: —=—=)> pocl, = ¢ ~ CHoBr (VI) 
CHC], - ccl - CH,C1 (VII) 
(Bz = benzoylperoxide) CH, 


The substances produced were identified by determining their 
melting point. 41,1,1-Trichloro-2-methylpropene reacts with 
benzene, toluene, and nucleophilic reagents with an allyl re- 
arrangement. In the experimental part the different reactions 
are described in detail. There are 6 references, 5 of which 
are Soviet. 
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TITLE s Some Reactions of the Trivhloromethyi-~ and BF Dichloroalky] 
Compounds of Mercury (Nekotoryye reaktsii ¢rikhlormetil'nykh i 
yiy-dikhloral lil nykh soyedineniy rtuti) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye Knimicheskikh nauk, 
1959, Nx 7, pp 1225-1230 (USSR) 


ABSTRACT: In pursuance of previous reactions already known from publications 
concerning the compounds mentioned in the title (Refs 1-11) 
cury salts of trichloromethyl was 
ds: !a0E, Na0C He» the acid 
with 
] . The following 
facts i imetions: all trichloromethyi 
compounds of meroury hydrocyanic acid and with the 
above mentioned neutral compounds as jnorganic mercury salts. 
The reaction with alkaline compounds ives the typical mercury 
organic compounds: with the reagent o7 Grignard both salts and 
mercury organic compounds are formed. Sodium amalgam with 
bromotrichlioro methane yields the mercury a@ichloromethyl bromide. 


Cara 1/2 
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1, 1-dichloro-3-Lodomercury-2-methy1-prorine vas obtained from 

1’ 1-dichloro-3-iodo-2-methylpropene-t. Nhe chemical properties 
of these compounds were determined, In ‘he experimental part the 
aifferent reactions, the preparation of the single substances 
and the reactions investigated are described. There are 

48 references, 7 of which are Soviet. 
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AUTHORS : 
Nesmeyanov, A. N. 


TITLE: Synthesis of Cl -Chlorocarboxy lic Acids by Addition of 
Chlorine in Formic Acid to Compounds Containing the 


C1,,C=CH—Group 


PERIODICAL: Tzvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, 1959, Nr 12, PP 2122-2125 (USSR) : 


ABSTRACT: The reaction 


HCOOH no 
X (CH,), CH = CCl, + Cla > [X (Cla), CHCICC],OCOH} ——~ X(CH), CHCICOON. 


dually passing chlorine through a 

solution of appropriate chloroolefin at 30°.,The follow- 
ing acids were prepared in this manner: @, -dichloro- 
propionic a¢ a; @ -chloro- -methoxyproionic acid; 
Q -chloro- -formoxypropionje acid, yield 73%, mp 6 
(from benezene); O -chloro- 3 -formoxyvaleric acid, yield 


4g conducted by gra 
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Synthesis of d -Chlorocarboxylic Acids 066 
by Addition of Chlorine In Formic Acid $0V/62-59-12-10/43 
to Compounds Containing the C1,c=CH— 


Group 
) 20 . § 
82%, bp 138° (1.5 mm), MD 1.4671; 2, -dichlorovaleric 


acid, @ , W-dichloroenanthic acid; and ,W) -dichloro- ° 
nonanoic acid, yield 71%, bp 142-1439 (0.5 mm), 


noo 1.4768. There are 8 Soviet references. 
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TITLE: Separation and Properties of Higher &, 0% ,-Tetrachloro Alkanes 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 127, Nr 2) pp 345-347 (USSR) 


ABSTRACT: Telomer mixtures are formed in the ethylene telemerization with 
cel, from which the substances mentioned in the title were 


isolated and described in individual form. They contain up +o 

15 carbon atoms (Refs 4-3), The authors investigated the 
conditions of the vacuum rectification of these substances at a 
pressure of 0.2-0.5 mm and obvained pure telomers which have up 
to 23 C-atoms in one molecule. The rectificatior. column used for 
this purpose is described. The mentioned tetracliloro alkanes were 
obtained from a telomer mixture from the plant of the Kaluzhskiy 
kombinat sinteticheskikh i natural'nykh dushistykh veshchestv 
(Kaluga Kombinat of Synthetic and Natural Aromatics) (Ref 5). The 
pressure amounted to 150 atmospheres absolute pressure and the 


molar ratio between ethylene and CCl, was approximately 20 : 1, 
Cara 1/3 A technical telomer mixture always contains traces of metal 


A . 
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chlorides which accelerate the dehydrochlorination of tetra- 
chloro alkanes, especially at 160° am higher temperatures (Ref 6). 
The calcined soda (%%) added during the distilletion transforms 

the metal chlorides into less active basic salte. This reduces 
rapidly the catalytic decomposition of the tetréchloro alkanes. 

The isolation of telomers above C165 is difficul1 even with an 


addition of soda. Therefore the tetrachloro alkanes were extracted 
py ethyl alcohol and acetone under utilization of their different 


solubility in organic solvents (Ref 2) after Cc, - Co had been 


distilled off. They contained the +elomers C14 and Coss Sub- 


stances isolated in the first rectification ver» a second time 
distilled off on the same column in order to obvain the individuil 
telomers (Table 1). Figure 1 shows the rules governing the 
changes of boiling temperature for the entire series of tetra- 
chloro alkanes from Ce - C,.. Figure 2 gives in a diagram the 
dependence of the densities and the molar volum2s on the molecular 
weight of these substances. The molar volumes of the mixtures 

Card 2/3 of tetrachloro alkanes are additive within a wiie range. Their 
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viscosity was determined only for lower telonuers (Ref 7) 

(Table 1, Fig 3 - determinations of L. M. Shulov). Yu, P. 
Chizhov carried out the fractionated distillation (Fig 4) in the 
determination of the physical constants (Table 1). There are 

4 figures, 2 tables, and 8 references, 6 of ‘vhich are Soviet. 
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Addition of Silanes to Unsaturated Compounds in the Presence of 
Tron Pentacarbonyl 


PERIODICAL: Doklady Akademii nauk SSSR, 1959+ Vol 127, Kr 29 PP 452-359 (USSR) 


ABSTRACT : The authors described together Nesmey anov . (Ref 1) that 
the olefines enter mal telomerization 
with aifferent silanes f this reaction is 
restricted to the aecomposition of the olefines containing 

functional substituents, whereas the o&-olefinet polymerize under 
the hard conditions of the telomerization. Therefore & catalyst 
should be found which reduces tion tempurature . Several 

of the 33 investigated substances tive (the ones crossed — 
out, Table 1). This shows that many compounds cataly2@ the 
reaction petween tle olefines and silanes. The reaction leads, 
however, to the formation of a telomer-homologcus mixture only 

in the presence of TAC ys or only an addition takes place 


(rable 2). In all other cases only on ad@ition took place (Table 2. 
Iron pentacarbony1l was the most interesting ont of these catalysts. 
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In the presence of the latter the mentioned reastions proceed at 
400-1409, Sitl, and methoxy trichlorosilane are an exception, 


they are not added to ethylene. The reactions cf ethylene with 
methyl dichlorosilane, triethoxysilane and trie thylsilane, 
furthermore of propylene with methyl-dichlorosi.lane, and of 
vinyl ethyl ether with triethylsilane give in the presence of 
Fe(CO). yields of 60-85 % of the theoretically possible yield. 


The reactions of the triethyl- and of the trieshoxysilanes with 
ethylene in the presence of radical initiators as well as in 
the heating up to 250-300° are known to proceei either not at 
all or to lead to a small yield of the addiztiai product (Ref 5). 
The process of the reaction between triethylsilane and vinyl 
ethyl ether in the presence of Fe(CO), was very interesting. It 


yielded as main product apparently (-ethoxy -v3 nyl-triethyl-silane 
the structure of which was confirmed py the infrared spectrum. 
Reference 6 reports on the formation of an ungaturated by-product 
C (HCH=CHSO ,Na in the case of the homolytic eddition of NaHSO, 


to styrene. Apparently an analogous reaction proceeds in the case 
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described here. The radical character of the reuctions proceeding 
in the presence of Fe(cO), is also confirmed by the separation of 


by-products: the symmetrical hexaethyl- and hexnethoxy disilyl ethanss 
in the reaction of ethylene with triethyl- and iriethoxy-silanes. 
This is possible almost only according to a homolytic scheme. The 
second possibility would be the reaction of ethylene with hexa- 
ethyl disilane (Refs 7, 8) (see Schemes). Tne authors proved, 
however, that hexaethyl disilane does not react with ethylene 
under the conditions of the mentioned réaction. Thus none of the 
two schemes holds in this case. A symmetrical p:roduct was observed 
in the homolytic telomerization of ethylene with H,S (Ref 9). 
There are 2 tables and 10 references, 3 of which are Soviet. 
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ing Member, AS USSR, Petrova, R. G., Terent'yev, A- B. 
TITLE: Reaction Between 1,1,1-Trichloropropene and Mercaptans 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 127, Nr 3, 
pp 575 - 577 (USSR) 


ABSTRACT: At least 3 types of addition reactions (Ref 1) are known 
for 1,1,1-trichloropropene! a)electrophilic addition (of 
hypobromous acid, for example; this reaction takes place 
in contrast to the Markownikov law); b) nvcleophilic addition, 
occurring together with a re-arrangement cf allyl, and 
finally c) radical additions this takes place together with 
a re-arrangement of the meanwhile developed radicals, fron 
type "A" to type "BY (see Scheme). The adcition of thiophenol 
and benzyl mercaptan was investigated in the present work by 
means of 1,1,1-trichloropropene. 2,3,3-tr:.chloropropylphenyl- 
sulphide (see Scheme) deve loped by means of an addition of 
the first mentioned substance (and an exposure to the light 
of a 100 w bulb). Its structure was deternined in two ways 
Card 1/3 (Ref 2). Thus the reaction takes place under the given con- 
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ditions, according to the homolytical mechanism. In the 

case of benzylmercaptan, however, 2 products develop: 2,3,3- 
trichloropropy lbenzylsulphide (II) and 3,3-dichloropropene- 
2-yl-benzylsulphide (III). The latter compouid is predominat- 
ing. From the determination of the structure of the sulphides 
(II) and (III) by means of8 different synthesis, it was found 
that HCl is separated during the reaction. Its amount 
corresponds to that of the produced sulphide (III) (see 
Scheme). The formation of sulphide (III) according to the 
method cf a nucleophilic addition js less probable. 3,3,3- 
trichloropropy lphenylsulphide developed during the reaction 
of 1,1,1~trichloropropene with thiophenol in the presence 

of sulphur as inhibitor of radical processes. Its structure 
was confirmed by the lacking of frequencies in the i.-r.- 
spectrum which are characteristic of the methyl group. There 
are 2 references, 1 of which ie Soviet. 
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Member of the Academy of Sciences, USSR; 
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Telomerization of Ethylene With Carbon Tetrachloride, 
Chloroform, and Ethyl Trichloroacetate in the Fresence 


of Iron Pentacarbonyl 


TITLE: 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 127, Ne %, PP 1027-1028 


(ussR) 


ors (together with A- N. Nesmeyanov 
and Ye.. Ts. Chukovskaya, Ref 1) iron pentacarbonyl initiates 
the addition reaction of the silanes to olefins. By basing 
the investigation on the homolytic character of this reaction 
the authors wanted to prove this property of F3(CO) in the 
reaction mentioned in the title. It was found that this react- 
ion takes place smoothly at 100 - 130° and under a pressure 
of 150 - 200 atm. In the case of CCly Ay Heh -tetrachloro 
alkanes and in the case of chloroform a,a,a-trichloro alkanes 
are formed. The reaction of the polychloromethanes and the 
yields in the individual telomer homologues are gimilar under 
Card 1/2 similar conditions, utilization of Fe(CO)q» and of benzoyl 


ABSTRACT: Ap was proved by the auth 
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Chloroform, and Ethyl Trichloroacetate in the Presence 
of Iron Pentacarbonyl 


peroxide as {nitiator. In one of the patents the telomeri- 
zation reaction of ethylene with trichloroacetic acid ethyl 
ester in the presence of benzoyl peroxide is mer.tioned. 
However, several data are lacking in this patent. The latter 
reaction takes place smoothly in the presence of Fe(CO),- It 


may be recommended as @ preparative production nethod of 
a a,W -trichloro carboxyl acids with an even number of carbon 
’ atoms in the molecule. In the reaction between athylene and 
some other compounds a trichloro~ or dichloromeshyl group and 
a mobile hydrogen atom no positive results couli be obtained. 
There are 2 Soviet references. 
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TITLE: Addition of Hydrogen Bromide to 4,1, 2-Retrach] 2ropropens-2 ; 
and 41. 9.8p¢ichioroprepen2-2 “yn tae Presence af Benzuyl Peroxide 


PERIODICAL: Deklady Akademii nauk SSSR, 4959, Vel 128, Kr 2, PP 346-319 (USSH) 


ABSTRACT: The arcthors investigated the abwre Lopae in ccntd mation of their 
own previ.cus papers (Reis +> 2) ag welt ao in ecoperation with 
L. I. Zakharkin (Ref 3) and Ae Be Beiyavskiy (Ref 4) om 

yearrangsments of free madicalse The interaction between HBr 
and the aubstanse mant.oaed firs? in the title w.e8 te s mixture 
of products. 4,1,2,2-Tetrach lor i~5~-bremopropels {S) with 2 
yield of approximately 30% wes tg.lated froa the istter in 
addition to other compounds (TI) - (Iv) (see Seneme}. The 
existence of (I) and (II) shows that the additiza proveeds 
here with e@ rearrangement of the type mentioned in references 
4-4, The intermediate radicals are appsrentiy comparatively 
little stable amd decompcse ynder separation of a chiorine 
gtom.e The yield of (z} is therefore low, aud (I1} ~ ry) oocur 
in the reaction preincts. With respect +2 its composition, 
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constanty, and infrared spectrum, substance { ie identical 
with the 1,1,2,2-tetrachloro~J-bromopr span produced by the 
authors according to another scheme (see there), it differs, 
however, from the + 1,1,2-tetrachloro~J-bromopropais produced 
py the chlorination of the CCl CH-~-CH Br with respect to 


constants and infrared spectrum. Ethyl cellosolve HCl is 
split off from substance I by treatment with alk<lis, which 
results in the production of compcund III. The Latter was 
identified as hydrechloride of the diethyl-amine derivative 
CC2,==CC1---CHyN (CoH) 9°HCt (v). As far as sonstarts and 


infrared spectrum are concerned, compound IT cerresponds to 
1,1,252,3-pentachiorepropane. Trichlorebromopropene III 
together with a@iethyi-amine and thicurea yields @erivatives 
which were identified as hydrochloride and picrave respectively. 
When reacting with Hg; suvstanee III yielded the trichloroallyl- 
mercury bromide which was iden*ticat with that produced by the 
usual method (Ref 5). As ty ite propertiss, tatrachlorcpropene 
IV serresponds to the wail-known + ,1,2,2-tetrachlorcpropene, 
Card 2/3 and together with diethyl-amina it yields the carresponding 
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propene-2 and 4 ,1,2-Txichlorepropene-2 tn tha Presence of Benzcys Peroxide 


derivative V. The addition of HBr 4c +, 4,2-trichlomropropene~2 
proceeds without rearrangepest cnmisr formation of ‘.1,2-tri- 
nhiore-3-brumopropané (see Scheme), Thiz reacticn course is 
apparently sonnected with a greate> stability of the radical A 


preduzed as against tha radical MHCICC...CH {Br which might be 


produced ty a rearrangement. As to i%8 sonstante. zomposition, 


and infrared spectrum, substance VE, 1.2. HUOL, - SHCL + CHBr> 
& 


which was preducad in the last-mentioned reaction, 28 
Zdentical with the 4d Potts chioru-F-Oremc PEO Rae ee The 
iscethiourea derivative furthermere obtained as yicrate is 
jaentical with the cerresponding derivative aynthesizec from 
the weil-known 1,1,2-tricnlore--3~brom. prepare. There are 

6 references, 7 of which are Soviet. 
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R. Kh., Chukovskaya, Ye. TSo0y4 Karapetyan. Sho Acy 


AUTHORS: Freydlina, 
Ye SOULE = Ne <" eae 
Pal 


peat Sa 


TITLE: Thermal Seasxiaacien Gt Sistdual wien Silanes 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
4960, No. 4, pps 662 - 668 


TEXT: In previous papers (Refse 1 - 3) it was proved that olefins are 
thermally telomerized with compounds containing a Si-H bond. The reaction 


proceeds acecrding to the scheme: 
: 14 Xx 
n>cac<+ H-SixXY¥Z —>u(-t-¢-], suxxz (x,¥,Z = Cl, CHy, CoHes Cee) 


The first experiments were performed in steel autoclaves. Since it was 
supposed that the metallic walls act as catalyst, the experiments were 
repeated in sealed glass tubes at 320 - 340°C and 50 atm, As may be seen 
from the data in Table 4, the results were the same as in the s:eel 
autoclaves. The thermal telomerization thus takes place without initiators 
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Silanes 


or catalysts but is initiated by dissociation of the silane at the Si-H 
bond. The present paper reports on the influence of temperature and 
ethylene concentration upon the telomerization of CoH with methy1-di- 
chloro silane (Table 2, Fige 1)- The same laws hold°as for the telomeri- 
zation of C,H, with CCl, and CHC1, (Refs. 4 ~ 6). With increasing, CoH, 


content of the initial mixture the amount of low-boiling telomerss 
decreases, that of the higher-boiling increases, in which conneci:ion the 
content of each component passes & maximum. The data in Table 3 show 

that the reaction rate increases with increasing tempere.ture- At 100 atm 
and 320 - 350°C a conversion of 60 - 80% is attained within 5 - 10 min. A 
With rising temperature the content of low telomers decreases, taat of 
higher telomers increases (Fig. 2). The experimental part describes the 
following reaction: 1) CoH, with CH,51C1 H, Methyl-ethyl-dichloro silane 


2 
and methyl-n-butyl-dichloro silane were obtained» 2) Cah, with (Cpl) SiH 


Triphenyl-ethyl-silane confirmed by infrared spectra and triphenyl-n-~ 
butyl-silane rqsulted, further a residue from (C,H) ,81084(CgHe) 5° 


qd, - 1” 5 
3) C5He with CH,S4C1,H in the presence of HA FtC}, at room tempers.ture 
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AUTHORS: Freydlina, R. Kh. Corresponding Member of the AS USSR, 
SAR LATY Ye. 1., Candidate of Chemical Sciences, 


Karapetyan, Sh. Ae» Candidate of Technical Sciences 


TITLE: nelonerization\Reaction and New Synthetic Materials 
PERIODICAL: Vestnik Akademii nauk SSSR, 1960, No- 7, ppe 49-57 


TEXT: Soviet soientists have contributed much to the study of the 

telomerization reaction which is one of the production mathods of n3¥, 

highly synthetic materials. The USSR occupies a leading position ir the 

use of this reaction for the purpose mentioned. The first industrial 

plant of the world is also being built here for this production. The 

authors f the reaction mentioned. 

reaction i by radiation, radicals, or ions, the telo- 

merization initiated by radicals being known best. The scheme 

XY + nGHp ==<CH2—>X ( CH2CH2 )n¥ 
cannot 
telogen taxogen telomer 
of the chain process under discussion. The authors describe the long 
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Telomerization Reaction and New Synthetic 
BO016/B058 


Materials 


chain of chemical conversions, and give an equation expressing all stages \ 


of the reaction mentioned : initiator 
= ——__-> 
col, + nCi,==CH, C1(CH,CB,) CCl; > 


ances as used for polymerization are used to 
most frequently acyl- and alkyl-peroxides, azo 
compounds of the aliphatic series, organometallic compounds a8 well as 
vitraviolet light. The multitude of possibilities of synthesizing 

organic compounds by telomerization is further determined by the fact 
that various olefines, unsaturated compounds with functional groups; and 
various saturated compounds can be introduced into this reaction. The 
authors discuss the telomerization ability of individual compounds of 

the groups mentioned. All saturated compounds used for telomerization are 
joined by the authors into several types: 1) organic and inorganic 
halogen compounds; 2) organic compounds with an active hydrogen ator. The 
thoroughly investigated telomerization reac 
pounds are Listed. Moreover, the use of telomers is 
problems of synthesis are mentioned, which can be solved by telomeriza~ 
tion. The synthesis of mono-, di-, and polyfunctional compounds is 
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Materials B016/B058 4 vi 
explained n thesized from tetrachloro alkanes ard 


their appli ble 1. A new industrial production 
method for Sovi Y as elaborated by 4 team of severnl 
scientific inst jal establishments under the guidance 
Nesmeyanov.- tutes contributed most: The 
sssR (Institute 


ddiy 
institut iskusstvennogo -Union Scientific itute 
of Synthetic Fibers). Fig. a continuously operating 
apparatus for the production o CH2CH2 )nCC13- Among 
the cellulose polymers, the manufacture of 
tncreasing importance. Table 2 shows rules govern 
composition of telomers and Table 3 the properties 0 
dependence of the content of tetrachloro alkane on the ethylene 
tion may be seen from Fig. 2. There are 2 figures, 3 tables, and 5 Soviet 
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§ 3100 2209 1326, 1282 BO13 B055 
AUTHORS ; Freydlina, Rs Kien on é Kost, Te Ae 
TITLE: Effect of Nucleophilic Reagents on Compounds of the “ype 


[c1(cH,) ,cCl= 5 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskich nauk, 
1960, No. 8, pps 1387-1390 

er treats the effect_of nucleophilic reagents on 

ucture [e1(cH,),,0c1=|>- These compounds are formed 


fon of a,a,4,@~-tetrachloro alkaneg (Refs. 
le with 


pEXT; The present pap 
compounds with the str 


by direct catalytic hydrogenat 
1, 2) or by the reaction cf compounds of the type (CI(CH,) CCl) ~ , 
uted dichloro alkenes and monosubstituted trichloro 
alkenes were obtained. Contrary to saturated 1.353 494,6-hexachlo:7o 
hexane and 1,1,1,3-tetrachloro propane ; 1,3,4,6-tetrachloro 3.hex ane 
enters into exchange reactions with nucleophilic reagents, however, not 
as easily as higher compounds of this type. 1,1,1,9-etrachloro nonane 
was also dimerized by hydrogenation. Starting from 1,9,9, 10,10, 18-hexa- 
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chloro octadecane several compounds containing 1418 or 20 carbon atons in 
the chain were obtained: 1,9,10,18-tetrachloro g..octadecene (0, gHaCl4) i 


9,10-dichloro 9-octadecene 1,18-dicarboxylic acid (Cy yHzC1509) 5 1-aydroxy- 
0). The following compounds were 


9,10,18-trichloro g-octadewne(C, ,H, C1, 
prepared: 1,6-bisdiethylamino -3,4-dichloro hexene (6, gHygClaNp) 5 1-acatoxy 


3,4,6-trichloro 3~hexene (CoH, ,C1,05) 3 5,6-dichloro 5-decene 1,10-bistri- 


ethyl-ammonium diiodide (CoH ygCloIyNa)s 1, 10-diethexy-5,6-dichloro-5- 


éecene (C4 By ¢C1y05) 5 1~acatoxy-5,6,10-trichloro 5-decene (C45 H 490305) 5 
1,i4-diethoxy-7,68-dichloro 7-tetradecene (CH, 40120), and 1,14-diethyl- 
amino-6,7-dichloro q-tetradecene (Cop Hy 4CloNy)> There are 5 Soviet referen- 
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of the type HOOC (CHy ) ,C6Hy (CH: ) .COOH. 
4 N '60. 
(MIRA 13:11) 
1. Institut ealementoorganicheskikh soyedinenly AN SSSR. 
(Acids, Organic) 


thesis of dicraboxylic acids 
= hat AN SSSR.Otd. khim. nauk no.11: 1969-197 
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AUTHORS: Freydlina, R. Kh. Corresponding Member of the AS USSR, Tsao 1-, 
CHeKoveKayey Ye. Ts. 

TITLE: The Interaction of Silicon Hydrides With aorylonitrild in the 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 1, ppe “49-152 


silane with acrylonitrile without admixtures or in the presence of i:ron penta- 
carbonyl and nickel chloride at 120-150°. It can be seen from the results - 
obtained (Table 1) that the reaction does not take place without admixtures WV 
(Experiment No.6). Neither is nickel chloride alone able to catalyze the re- 

action (Experaments No.7 and 10). Triethylsilane does not react in the auto-~ 
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Presence of Iron Pentacarbonyl and Nickel Chloride 


The authors studied the reaction of nethyl-dichlorosilene| and triethyl- 


with acrylonitrile in the presence of iron pentacarbonyl (Experiment No. 13). 


Neither does methyl-dichlorosilane react with acrylonitrile in the presence of 
iron pentacarbonyl in a soldered-up glass ampoule (Fxperiment No. 9). However, 
this reaction does take place in the autoclave, and forms an adduct whose yield 
increases with the rise in the acrylonitrile excess (Experiments No. 1-5). The 
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Mhe Interaction of Silicon Hydrides With Acrylo- s/020/60/1 32/01/39/064 
nitrile in the Presence of Iron Pentacarbonyl and B011/B126 
Wickel Chloride 


authors suppose that the reaction only takes place when, apart from iron 
carbonyl, there are also impurities of heavy metal salts present. These salts 
form through the reaction of chlorosilane on the autoclave walls. Actually both 
methyl-dichlorosilane and triethyleilane add to acrylonitrile in the presence 

of small quantities of iron pentacarbonyl and nickel chloride (at tae same time). 
These reactions take place just as well in the autoclave (Experiments No. 8 and 12) 
as in soldered-up glass ampoules (Experiment No. 11). Thus o-methyl-dichloro- 
silylpropionitrile (in the case of Pe thyl-dichlorosi lane ) or a-triethylsilyl- 
propionitrile (in the case of triethylailane) 4s formed. The mixed catalyst ¥ 
produced by the authors obviously catalyzes the ion mechanism of tke reaction. 
The authors also quote: vy. F. Mironov and Ge I, Nikishin. They thar.k lL. A. 
Leytes, Institut organicheskoy khimii AN SSSR (Institute of Organic Chemistry of 
the AS USSR) for taking and interpreting the spectre. There are T able and 

14 references, 6 of which are Soviet. 
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AUTHORS: Freydlina, R. Kh. Corresponding Member AS USSR, Chukovskaya, 
Ye. Ts. Tsao-1y Wesmeyanov, A. N., Academiciar 


TITLE: The Formation of Unsaturated Qrganosilicon Compounds During the 
Interaction of Silicohydrides and Olefines in the Presence of 
Tron Pentacarbonyl 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, Noe 2, pp» 374-377 


TEXT: The reaction between silicon hydrides and olefines in the prasence of 

iron pentacarbonyl frequently takes place in two directions (Schemes (1) and a 
(2)). An excess of silane however, proved to be favorable for the r2action 

course according to scheme (1), and develops R'R"R"' SiCHoCHoR, while an 

olefine excess develops R'R"R"' SiCHm=CHR (2). The direction of the reaction is 
influenced by another important factor, namely the structure of silicon 

hydride. Thus methyl-dichlorosilane favors the development of saturated 

reaction products, while triethyl silane is better suited for the development 

of unsaturated compounds. Thus, tetraethylsilane and a small amount of symmetric 
hexaethyl disilyl ethane develop during the reaction between triethyl silane 
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Compounds During the Interaction of Silicohydrides p011/B002 
and Olefines in the Presence of Iron Pentacarbonyl 


and ethylene (molar ratio of 311). With a ratio of 185, triethyl vinyl silane 
develops. The authors investigated the reactions of methyl dichlorcsilane and 
ethylene, propylene and decene-1. In the case of ethylene (Ref. 1), methyl- 
ethyl-dichlorosilane develops. With the molar ratios between 1:4 and 137, no 
vinyl-methyl-dichlorosilane developed. Mixtures of saturated and unsaturated 
products developed with the two other olefines. In the case of decane, the 
composition of the mixture consisting of unsaturated products (nanely 
CH,SiC15C4 Hy 9) and saturated (CH,81015C4 oH, )) ig little changed if the ratio 


between silane and decene is kept between 11:2 and 5:1. The mixture of 
CH,SiC1,C,Hy (I) and CH,S1C1,0,H, (II) developing from the reaction between 


methyl dichlorosilane and propylene (3:1), contains 15% of (1) and 25% of (II). 
If the ratio is 1:4, the mixture contains 24% of (I) and 76% of (1I). Iron 
pentacarbonyl is the only catalyst of the above reaction, and acte without any 
cocatalysts. In reaction (2) decene acts as hydrogen acceptor and is thus 
hydrogenated into decane. The authors .ssume that a radical or ca‘ion of 


CH SiC1,CH,CHCH CH, . (A) develops during the reaction, with o reoresenting 2& 
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an unpaired electron. Particle A is hydrogenated during the Se 

while it is dehydrogenated during the reaction with 

olefine (see a somewhat simplified scheme). Intensity and structue of the above 
aken by L. A. Leytes). Fig. 1 


substances were proven by Raman and IR-spectra (t 
shows the spectrum of (v) taken by the apparatus type IKS-14. Ve Fe Wironov, 


G. I. Nikishin are mentioned. There are 1 figure and 14 references, 13 of which 
are Soviet. 
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AUTHORS: Kost, Ve Ne, Sidorova, T. T., Freydlina, R. Kres . 
Corresponding Member AS USSR, Nesmeyanov, Ac: Bes’ Academician 


TITLE: Homolytic Addition of Hydrogen Bromide to 1-Fluoro-14 
_ 1-Dichloropropene ‘\ 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Volo. 1325 Noo 3» 
pp. 606-608 


TEXT: The authors determined in their paper the divergent behavior .of 
4-fluoro-1, 1-dichloropropene in the reaction of the homolytic addition va 
from that of 1,1,1-trichloropropene. Two fluoro-dichloro-biromopropanes 

were obtained as a consequence of the reaction of the t-flnoro-1, 
1-dichloropropene with HBr at an ultravidlet exposure; 1-fluoro-1, 
1-dichloro-3-bromopropane and 1-fluoro~1,2-dichloro-3-broz propane 

at a ratio 2:1. The reaction proceeded as chain.reaction «f free 

radicals. The addition of HBr to 1,1,1-trichl oro~propene Jaads, under 

equal conditions, to a single product: 1,1,2-trichloro-3~bromopropane. 
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That means, the reaction takes its oourse under a regrouping in the 

free radical \developing in the meantime ‘(similar to the case of the 
initiation of the reaction by benzoyl: peroxide, Ref. 4). The scheme (1) 
illustrates the reaction of the fluoro-dichloro-propene with HBr. 
Apparently, the rate of regrouping of the. radical CH,BrCHCCloF is 

reduced considerably due to the stabilizing action of the fluorine in 

it. Thus, this rate gets commensurable to that of this radical with a 
HBr. This double mode of reaction’ of the free radical (with or without i 


regrouping) is observed here for the first time. The authors proved 
the structure of the produced fluoro-dichloro-bromopropan3 on schemes 
(II) and (III) as well as by the production of the picrates and other 
reactions. There are 11 references, 9 of which are Soviet.. 
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Freydlina, Rakhil! Khatskelevna, Corresponding Member AS USSR, and Shavarsh 
Avetisovich Karapetyan 


Telomerizatsiya 1 novyye sinteticheskiye materialy (Telomerization and New 
Synthetic Materials) Moscow, Izd-vo AN SSSR, 1961. 102 p. (Series; 
Akademiya nauk SSSR, Nauchno-populyarnaya seriya) 10,°% copies printed, 


Ed. of Publishing House: 0.M, Yenisherlova; Tech, Ed,; L.V. Yepifanova, 


PURPOSE: This book is intended for the general reader interested in synthetic 
materials, 


COVERAGE: The book describes a purportedly new method of producing synthetic 
materials with the aid of the telomerization reaction. The production and 
properties of enant fiber, which is superior to caprone and nylon in the 
authors' opinion, are described in detail, The reader is assumed to have a 
knowledge of chemistry through the high-school level, R. Kh. Freydlina 
wrote the section on telomerization and the chapter on telomer conversion. 
The authors thank G, L, Slonimskiy and T, I, Sheyn, There are 7 references ; 
all Soviet, : 
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suggests that the telomerization is initiated by the dissociation 
of the Si-H bond and proceeds according to 


C1,SiH —? $icl,” + H’ 
sicl, + CHo=CH, —9C1,5iCH,CH, 


C1,SiH 
ets eae C1,SiCH,CH, + Sicl, 
“2 ' 


CHj=CH, C13Si( CHoCH, i 


C15SiCH, 


m+ HSiCl, —> C1,Si(CHSCH,) WH + Sicl, 


) v 


CL. Si(CH CH) 
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Thermal telomerization gives higher conversions than that initiated 
chemically by azo-bis-iso-butyronitrile or benzoyl peroxide. The 
structure of the addition oroduct of methyl dichlorosilane to pro- 
pylene was investigated by spectroscopic methods showing that no 
isorpropyl methyl silane was formed. The influence of temperature, 
pressure and ethylene concentration in the thermal telomerization 
of ethylene with methyl dichlorosilane was studied. With the in- 
crease of ethylene concentration the content of the higher telomers 
increases. The velocity of the reaction is strongly accelerated by 
the temperature rise. At 150 atm. and 320 - 350°C, 60 - 80% are con- 
verted in 5 - 10 minutes. The temperature rise effects also the 
composition increasing the content of the lower telomers in the re- 
action mixture. However, application of thermal telomerization is 
limited by the decomposition of unsaturated compounds in the reac- 
tion conditions. Therefore, a series of catalysts was tried in the 
reaction: HSbCl,, H,SnC1,.6H,0, HPtCl, .6H,0 and also TiC1, and 


arcl,. In the presence of H,Ptcl, the reaction with ethylene and 


Card 3/ 5 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2 


PARE yo Sarit Nae wo a On Rese tpt eta ae rest 


S/661/61/000/006/012/081 
Thermal telomerization ... D225/D302 


propylene takes nlace at room temperature giving only addition 
products. In the presence of ZrCl, the reaction between methyl di- 
chlorosilane and ethylene proceed$ at 175 - 180°C yielding 80 - 90% 
of methyl ethyl dichlorosilane. In the presence of H,SnC1, .6H,0 


or Ticl,, ethylene and methyl dichlorosilane enter the telomeri- 
gation reaction at 200 - 220°C giving telomers having 1,3 (CH,CH,) 


groups and which are identical with those obtainec in the thernal 
telomerization. A. L. Klebanskiy (VNIISX, Leningrac), ¥. S. Chugu- 
nov, D. N. Andreyevy and M. G. Voronkov (IXhS AN SSSR, Leningrad), 
S. N. Borisev (VNIISK, Leningrad), G. I. Nikishin (IOKh AN SSSR, 
Moscow), V. 0. Reykhsfel'd (LKnhTI, Leningrad), ¥. . Mironiv, 
(IOKh AN SSSR, Moscow), S. A. Golubtsov (iioscow) ard V. A. Pono- 


are 2 figures, 4 tables and 15 references: 12 Soviet-bioc and 3 
non-Soviet-bloc. Tie references to the English-language publications 
read as follows: S. Nozakura and S. Konotsune, Bull. Onem. Soc. 
Japan., 29, 322, 326 (1957); S. Nogakura, Buil. Chem. Soc. Japan, 


marenko (I0Kh AN SSSR, Moscow) took part in the discussion. There VA 
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AUTHORS: Nesmeyanov, A. N., Freydlina, R.-Kh., Kost, V. N., 
Khorlina, M. Ya., Sidorova, T. T., Petrova, Re Ge, 
Terent'yev, A. B. 


TITLE: Connection between the structure of polyalkylhalide radicals 
and their ability to regroup in solution 


PERIODICAL: Referativnyy zhurnal. Khimiya, no. 14, 1962,.178, abstract 


14Zn41 (Tr. po khimii i khim. tekhnol. (Gor'kiy], no. I, 
i : 1961, 106-115) 


TEXT: A review of the authors! work on the homolytic ‘addition of HBr, 
CCl, Bry Broy CcH,SH and CgH,CH,SH to olefins XCC1,CY = CH, (I), where 


X = Cl, F, H, CH, and Y = H, Cl, Br, CH, The results of the work show 


that the aforesaid reactions proceed according to the general scheme: 
I + HBr=— HCC1XCYv1CH, Br + CC1X «= CYCH, Br + HCC1XCYC1CH,Cl, This 


indicates that the initially formed polyalkylhalide radicals (PR) arv 
Card 1/2 : 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2 


Race ERTS ELAN BFS SR ROA CREASE tee GLERRECE Sa eR OE 


s/081 /62/000/014/009/ 
mee aay /014/009/039 


’ ccl,, CoH.) ; 

gcCloCH Br > CCl ,CclcH,Br; 

Br > GiC1CCl,cH,Br; / 
CFC1,CHCH,Br as CFC1CHC1CH, Br; a 


15 references. [abstracter's note; 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


= Bene eBid ER ae ep ae aE ane ee een: fe 


86-00513R000513710002-2 


asco 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP 


Socwyipr. os oss ate : 
BAGYDLING y feebides LOPYLOY., peels 


ee ae ‘ . 
densific. tion of OGM w-teicachloro alkenas 1d 0,B-uns:turs ted 
QO,w-irichloro @livenes wlth the use of Picret3s and t:air 
isothivronoim derivetivec., Tuy. OY 0” i Whe ae 

pia : we fle RiP ee Licks, eselone Otd kh Ln i ase : : 2 
17h J. Va. ° e é ae we 1:172— 
; edie LS 


1. Institut élensntoor:un chaskikh soyedineniy AK glct 
(Isothiuroniun conpovnes) (rar ffins) (Ole.ins) 
(Piewiec «cid) 


CIA-RDP86-00513R000513710002-2" 


APPROVED FOR RELEASE: 06/13/2000 


"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2 


FRSYDLINA, i.they cELYAVSKIY, 4.5, 
Sot Ree coe ee 
Telomerization of ethylene end carton tetruchlcrice or 
chicroform in the ,rosence of chromium, rolybéenum, ené tungsten 
carbonyls. Izv. al SSSR. Cte. khim. ‘rauk no. 1:177-176 Ja "61, 
(IPA 14:2) 


1. Institut clemontoorgenicheskilh soyedineniy Ar SSSR. 
(Sthylene) (Carbon tetrechlerice)  (Carbonyls) 


APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000513710002-2" 


a aie ry 


2-2 
Pe OP OR ELE BIEN ebteacre:  waaner eee cua aeucerte your or 
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5.3700 2209 B118/B208 


AUTHORS: Braynina, E. M., Freydlina, R. Kh., and Nesmeyanov, A. N, 


TITLE: A new method of synthesizing zirconium tetraaryloxy 
derivatives 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khinicheskikh nauk, 
no. 4, 1961, 608-612 


TEXT: The authors of the present paper studied t 


tetraacyloxy derivatives by allowing zirconiun 
react with aliphatic carboxy 


by using these acids in 
which crystallized when stored, but 
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A new method of synthesizing... B118/B208 


partially decomposed with high-vacuum distillation. zirconium tetraacetyl 
acetonate reacted with q-chloro-undecanoic, lauric, palmitic, and stearic 
acid in a molar ratio of 1 3 4 of the components, in benzene or octane 
solution. Zirconium tetrapalmitate and zirconium tetrastearate resulted 
in the form of light powders. They partially decomposed on recrystalliza- 
tion. The advantage of this method is that the products separated from 
the reaction mixture are analytically pure without further purification. 
This was confirmed by tests for C, H, Zr, Cl- Substitution of acyloxy 
groups for the acetyl acetonate groups also takes place in the respective 
manganese and cobalt compounds. Reaction of manganese triacetyl acetonate 
and cobalt triacetyl acetonate with palmitic and stearic acid yielded 
manganese dipalmitate, manganese distearate, and cobalt distearate. The 
latter could also be obtained by reacting cobalt diacetyl acetonate with 
stearic acid in a dry nitrogen stream. Phere are 17 references: 3 Soviet... 
bloc and 14 non-Soviet-bloc. The three references to English-language 
publications read as follows: R. N. Kapoor, R. C. Mehrotra, Chem.Industr. 
68 (1958); R. N- Kapoor, R. C. Mehrotra, J. Chem. Soc. 422 (1959) 

S$. Prasad. ¥. Rama Reddy, J. Indian Chem. Soc. 35, 907 (1968). 
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